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Description 

Background of the Invention 

5 (1 ) Field of the Invention 

[0001] The present invention relates to halogen gas plasma-resistive members to be used chamber walls and roofs 
in semiconductor-producing apparatuses. 

10 (Related Art Statement) 

[0002] In the semiconductor-producing apparatuses requiring the super clean state, halogen-based corrosive gases 
such as chlorine-based gases and fluorine-based gases are used as depositing gases, etching gases and cleaning 
gases. 

15 [0003] For example, a semiconductor-cleaning gas composed of a halogen-based corrosive gas such as CIF 3 , NF 3 , 
CF 4 , HF or HCI is used in the semiconductor-producing gas such as a hot CVD apparatus. In the depositing stage, the 
halogen-based corrosive gas such as WF 6 or SiH 2 CI 2 is used as a film-forming gas. 

[0004] Further, corrosion gases such as CF-based gases, oxygen, chlorine-based gases, and bromine-based gases 
are also used in etching apparatuses. 

20 [0005] There is recently a tendency that a particularly highly corrosive gas such as NF 3 is used to increase the etching 
speed. Owing to this, there is a problem that wall surfaces of chambers of the semiconductor-producing apparatuses 
are corroded to form particles, and such particles falls on wafers. Further, it may be that a reaction product deposited 
on the wall surface is peeled and falls on wafers as particles. This causes poor insulation and poor conduction phe- 
nomena, resulting in poor semiconductors. Accordingly, a technique for preventing the transfer of the particles onto 

25 the wafers from the wall surfaces of the chambers or roofs has been demanded. 

Summary of the Invention 

[0006] It is an object the present invention to provide a halogen gas plasma-resistant member to be exposed to the 
30 halogen gas plasma, which member suppresses floating in a space inside a container and falling and depositing on 
other members in the container of particles formed by corrosion of the members and with worked dust of wafers. 
[0007] Further, there is known a technique that a chamber or a dome is made of a ceramic material such as alumina, 
and its surface is coated with a corrosion-resistive film. In this case, however, it is indispensably required to prevent 
occurrence and falling of the above-mentioned particles and to suppress the peeling of the corrosive-resistant film. It 
35 is indispensable that the corrosive-resistant film does not peel and firmly adheres to the surfaces of the chamber or 
the dome even after application of a number of heat cycles particularly under an environment where the corrosive- 
resistant film contacts with the corrosive material. 

[0008] A first aspect of the present invention is directed to a halogen gas plasma-resistant member to be exposed 
to a halogen gas plasma, comprising a main body of said member, and a corrosion-resistant film formed at least a 

40 surface of said main body, wherein a relative density of the corrosion-resistive film is not less than 90%, preferably not 
less than 95%, and a peeling resistance of the corrosive film to said main body is not less than 15 MPa. 
[0009] A first aspect of the present invention is also directed to a halogen gas plasma-resistant member to be exposed 
to a halogen gas plasma, comprising a main body of the member, and a corrosion-resistant film formed at least a 
surface of said main body, wherein a relative density of the corrosion-resistive film is not less than 90%, preferably not 

45 (ess than 95%, and a center-line average surface roughness Ra of the corrosion-resistant film is not less than 1 .2 urn. 
[0010] The present inventors discovered that floating in a space inside a container and falling and depositing on 
other members in the container of particles formed by corrosion are suppressed by forming the corrosive-resistant film 
having the relative density and the peeling resistance as mentioned above on the surface of the main body of the 
member. It is probably considered that increase in the peeling resistance of the film reduces the peeling of the corrosion- 

50 resistant film form the main body and thus decreases the particles. The inventors further discovered that the above 
peeling resistance needs to be substantially not less than 1 5 MPa so as to prevent the formation of the particles. 
[0011] Furthermore, the present inventors discovered that floating in the space inside a container and falling and 
depositing on other members in the container of particles formed by corrosion are suppressed by forming the corrosive- 
resistant film having the relative density and the Ra as mentioned above on the surface of the main body of the member. 

55 [0012] It is considered that the corrosion-resistive film functions to suppress the formation of the particles, and that 
even if a small amount of particles formed by corrosion and working wafers are maintained on the surface of the 
corrosion-resistant film by increasing the relative density of the corrosion-resistant film, reducing pores in the surface 
and increasing the Ra (retaining unevenness at the surface) as mentioned above, thereby avoiding the floating in the 
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space and falling and depositing on other members of the particles. 

[0013] The large surface roughness Ra of the corrosive-resistive film means that uneven portions remain at the 
surface of the film. When the surface is microscopically viewed, there are recesses and their adjacent projections. The 
projections are made of particles that project from adjacent recesses. Therefore, it was considered that when the Ra 
of the surface of the corrosion-resistant film is increased, the halogen gas plasma enters the recesses at the surface, 
grain boundaries are corroded from root portions of the projections (particles), and thus the formation of the particles 
is promoted. However, the larger Ra less contributes to increase in such particles, but on the contrary prevents the 
floating in the space inside the container and falling of the particles. 

[0014] From the above standpoint of view, the center-line average surface roughness of the corrosion-resistive film 
is preferably not less than 3 urn. Since too large Ra promotes the corrosion of the surface of the corrosive-resistive 
film and thus increases the particles, Ra is preferably not more than 20 ^m from this point of view, more preferably not 
more than 8 um. The relative density of the corrosion-resistant film is preferably not more than 95%. 
[001 5] The waveness Wa of the corrosion-resistant film is preferably not less than 1 urn. As a matter of course, there 
is no such limitation in a case where a byproduct is produced as a gas phase according to some processes, which 
does not form a solid matter such as particles. In this case, the surface roughness is preferably not more than 1 .5 urn, 
more preferably not more than 1 .0 um. In this case, the relative density of the corrosion-resistant film is preferably not 
less than 90%, more preferably not less than 95%. 

[0016] The corrosion-resistant film is preferably free from cracks having lengths Of not less than 3 ^m and/or widths 
of not less than 1 urn. 

[0017] It can be confirmed by a scanning type electron microscope at not less than 5000 times magnification whether 
the corrosion-resistant film is free from such microcracks or not. 

[001 8] An underlying face for the corrosion-resistant film is preferably porous. The center-line average surface rough- 
ness Ra of the underlying face of the corrosion-resistive film is preferably not less than 1 .2 u.m, and more preferably 
not less than 1 .5 um. In that case, the adhesion of the corrosion-resistant film to the underlying face can be enhanced, 
and production of particles due to the peeling of the film can be prevented. 

[0019] In order to coarsen the underlying face, the underlying face may be made porous or the underlying face may 
be processed by grain polishing or sand blasting. 

[0020] It is a second aspect of the present invention to provide a laminate comprising a substrate made of alumina 
and a film formed on said substrate, in which the film is hard to be peeled from the substrate and the film is hard to be 
peeled even after the film contacts a corrosive material. 

[0021] The second aspect of the present invention is also to provide a corrosion-resistant member having high cor- 
rosion resistance and long-term stably usability with use of this laminate, particularly a halogen gas plasma-resistive 
member. 

[0022] The second aspect of the present invention is directed to a laminate comprising a substrate made of alumina, 
and a film of a yttrium compound formed on said substrate, wherein a reaction product between alumina and yttrium 
compound exists along an interface between the substrate and the yttrium compound film. 

[0023] The present inventors discovered that when a film of the yttrium compound is formed on the alumina substrate 
by a special producing method mentioned later, the reaction product between the alumina and the yttrium compound 
is produced along the interface between them depending upon producing conditions. The inventors also discovered 
that when such a reaction product is produced, the film of the yttrium compound does not peeled even after heat cycles 
are applied, for example, between 800°C and room temperature. 

[0024] This reaction product is usually produced in a filmy form along the interface between the substrate and the 
yttrium compound, and constitutes an intermediate layer. This layer-like form of the reaction product may be continuous 
over the entire interface between the substrate and the yttrium compound, may be discontinuously formed at the in- 
terface between the substrate and the yttrium compound or may be formed in the form of plural layer-like islands. In 
this case, such layer-like islands do not continue to one another, but they exist in a layered form along the interface 
and constitute an intermediate layer, when viewed as a whole. The present invention includes cases where the reaction 
product exists in a dotted manner or are scattered at the interface between the substrate and the yttrium compound. 
The present invention includes such cases where the reaction product with a totally small area exists in the dotted 
manner or are scattered. Further, so long as the above reaction product confirmed by an X-ray diffraction device, those 
cases fall in the scope of the present invention. 

[0025] These and other objects, features and advantages of the invention will be appreciated upon reading the fol- 
lowing description of the invention when taken in conjunction with the attached drawings, with the understanding that 
some modifications, variations and changes of the invention could be easily made by the skilled person in the art to 
which the invention pertains. 
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Brief Description of the Invention 

[0026] For a better understanding of the invention, reference is made to the attached drawings, wherein: 
Fig. 1 is a view schematically showing the structure around an intermediate layer; 

Fig. 2 is a photograph (magnification : 5000 times) photographed with a scanning type electron microscope showing 
a surface of a sample in Comparative Example 2-1 ; 

Fig. 3 is a photograph (magnification : 1000 times) photographed with the scanning type electron microscope 
showing a sectional surface of the sample in Comparative Example 2-1 ; 

Fig. 4 is a photograph (magnification : 5000 times) photographed with the scanning type electron microscope 

showing a surface of a sample in Example 2-1 (thermally treated at 1600°C for 3 hours); 

Fig. 5 is a photograph (magnification : 1 000 times) photographed with the scanning type electron microscope 

showing a sectional surface of a sample in Example 2-1 (thermally treated at 1600°C for 3 hours); 

Fig. 6 is a photograph (magnification : 5000 times) photographed with the scanning type electron microscope 

showing a surface of a sample in Example 2-3 (thermally treated at 1700°C for 3 hours); and 

Fig. 7 is a photograph (magnification : 1000 times) photographed with the scanning type electron microscope 

showing a sectional surface of a sample in Example 2-3 (thermally treated at 1700°C for 3 hours). 

[0027] In the following, the first aspect of the present invention will be explained in more detail. 
[0028] In a preferred embodiment of the first aspect of the present invention, the halogen gas plasma-resistive mem- 
ber comprises an intermediate layer between the main body of the member and the corrosion-resistive film, said in- 
termediate layer having a coefficient of thermal expansion between those of said member main body and said corrosion- 
resistive film, respectively. In this case, the formation of particles due to peeling of the corrosion-resistant film can be 
prevented. A difference in coefficient of thermal expansion between the intermediate layer and the corrosion-resistant 
film is preferably not less than 3 x lO^C. A difference in coefficient of thermal expansion between the main body of 
the member and the intermediate layer is preferably not less than 5 x lO^C. 

[0029] The intermediate layer preferably comprising a mixture, solid solution or a reaction product of material of the 
corrosion-resistive film and a constituting material of the main body. In this case, even if the corrosion-resistant film is 
exposed to the halogen gas plasma in a high temperature range, the production of the particles due to the peeling of 
the film can be prevented. 

[0030] As mentioned above, the peeling resistance of the corrosion-resistant film in the present invention is obtained 
by utilizing the roughness of the substrate, that is, the anchoring effect or by utilizing the stress inside the film occurring 
due to the thermal expansion difference, the chemical reaction or the phase transfer (a source for generating the stress 
inside the film is not limited to the intermediate layer only). As a matter of course, a porous material is used as the 
main body of the member, and the shrinkage of the main body through the thermal treatment after the coating may be 
utilized. Further, a chemical bonding action based on the chemical reaction at the interface may be utilized. 
[0031] As a material of the corrosion-resistant film, yttrium compounds are preferred as their high corrosion resist- 
ance. Particularly, yttria, solid solutions containing yttria, composite oxides containing yttria, and yttrium trifluoride are 
preferred. More concretely, yttria, zirconia-yttria solid solution, rare earth oxide-yttria solid solutions, 3Y 2 0 3 -5AI 2 0 3 , 
YF 3 , Y-AI-(0)-F, Y 2 Zr 2 0 7 , Y 2 0 3 -Al 2 0 3 , 2Y 2 0 3 -AI 2 0 3 , etc. may be recited. 
[0032] As the reaction product, the following may be recited. 

(1) When the corrosion-resistant film is made of a compound containing yttrium and the main body is of alumina, 
3Y 2 0 3 -5AI 2 0 3 , Y 2 0 3 -Al 2 0 3 , 2Y 2 0 3 -AI 2 0 3 . 

(2) When the main body is made of aluminum, Al-Y 2 0 3 cermet. 

(3) When the main body is made of zirconia, Y 2 Zr 2 0 7 . 

[0033] It is preferable that fine particles having 1 to 2 u.m and voids are exist at the interface between the reaction 
layer and the main body, and that the voids are surrounded with the fine particles constituting the reaction layer and 
the main body. Since the particles and the voids give a low Young's modulus, the film can be prevented from being 
peeled. 

[0034] The underlying layer for the corrosion-resistant film may be either the main body of the member or the inter- 
mediate layer. The Young's modulus of such an underlying layer of the corrosion-resistant layer is preferably not more 
than 100 MPa. 

[0035] The material of the main body is not particularly limited. However, it is preferable that the material does not 
contain any element which may afford adverse effect upon the processing in the plasma container. From this point of 
view, the material is preferably aluminum, aluminum nitride, aluminum oxide, a compound or a solid solution of alumi- 
num oxide and yttrium oxide, zirconium oxide, or a compound or a solid solution of zirconium oxide and yttrium oxide. 
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[0036] The peeling resistance of the corrosion-resistant film to the main body is measured by a Sebastans test, 
assuming that the diameter of the monded face is 5.2 mm. 

[0037] When the corrosion-resistant film contains a yttrium compound, the concentration of iron atoms in the film is 
preferably not more than 300 ppm. 

[0038] it is discovered that if a slight amount of iron atoms are mixed into the corrosion-resistant film, fine spots are 
conspicuously formed. In order to prevent such fine spots, the concentration of the iron atoms in the film needs to be 
suppressed to 30 ppm or less. 

[0039] It is preferable to incorporate a compound of a rare earth element into the corrosion-resistant film. As such 
rare earth element, La, Ce, Pr, Nd, Pm, Sm, Eu, Gd, Tb, Dy, Ho, Er, Tm, Yb and Lu are particularly preferred. As the 
compound, compounds which produce oxides by heating in air are preferred. 

[0040] For example, the following methods may be recited to form the corrosion-resistant film in the present invention. 

(1) A sprayed film is formed by spray coating a material for a corrosion-resistant film. 

(2) A corrosion-resistant film is formed by chemical vapor deposition or electrochemical vapor phase deposition. 

(3) A film is bonded to a molded body for a substrate, and the molded body is dipped in a film-forming material, 
followed by co-sintering. 

[0041] In the above case (1), when a porous film is used as an intermediate layer constituting an underlying layer 
for the corrosive-resistant film, the Young's modulus of the intermediate layer can be made smaller than that of a 
compact body. Further, the material for the corrosion-resistant film can be firmly adhered to the intermediate layer. 
Particularly, if open pores which have small openings and expanded inner portions are formed in a surface portion of 
the intermediate layer, melted particles enter the open pores during spraying, and are solidified in the open pores, 
resulting in fixing the sprayed film onto the surface of the intermediate layer. 

[0042] In order to form such a porous film, a paste composed at least of a raw powder for the porous film, a dispersing 
medium and a pore-forming agent is coated onto the main body of the member, and the thus formed coated layer is 
baked thereon. At that time, a number of open pores are formed in the porous film by the action of the pore-forming 
agent. By adjusting the amount of the pore-forming agent, openings of most of the open pores can be relatively made 
smaller. When the porous film is formed and its surface is polished, the closed pores appear as open pores most of 
which have relatively smaller openings. 

[0043] As the pore-forming agent in the paste to be coated, acryl powder, carbon powder, cellulose, etc. are preferred. 
As the dispersing medium, water, turpentine alcohol, butyl carbitol, etc. are preferred. Further, it is preferable to incor- 
porate a binder into the paste. As such a binder, polyvinyl alcohol, methyl cellulose, acrylic binder, etc. are preferred. 
[0044] The material for the corrosion-resistant film is preferably sprayed in a low pressure state. This pressure is 
preferably not more than 100 Torr. By this, the pores of the sprayed film can be further decreased to further enhance 
the corrosion resistance of the corrosion-resistant film. 

[0045] After the sprayed film is formed, it is further sintered by thermally treating the film (and the main body of the 
member, if necessary), thereby eliminating or decreasing the pores in the sprayed film. When the intermediate layer 
exists, the sprayed film, the intermediate film and the main body of the member may be thermally treated to sinter the 
sprayed film and eliminate or decrease the pores in the sprayed film. The thermally treating temperature is preferably 
not less than 1400°C. There is no upper limitation for the thermally treating temperature. When no intermediate layer 
is formed, the upper limit of the thermally treating temperature may be such that it may not denature the main body of 
the member. From this point of view, the temperature is preferably not more than 2000°C. Further, if a porous inter- 
mediate layer is formed, the thermally treating temperature is preferably not more than 1800°C from the point of view 
of suppressing the sintering of the intermediate layer. 

[0046] The present inventors discovered that the peeling resistance of the corrosion-resistant film can be remarkably 
increased by setting the thermally treating temperature for the sprayed film at not less than 1400°C. It is considered 
that if the thermally treating temperature reaches 1400°C, a reaction layer is likely to be formed between the material 
of the main body and that of the corrosion-resistant film, so that the peeling resistance of the corrosion-resistant film 
is increased. 

[0047] On the other hand, if the thermally treating temperature for the sprayed film increases near to 1800°C, alu- 
minum elements sometimes moved and were dispersed near the reaction layer once formed, which inversely decreased 
the peeling resistance of the corrosion-resistant film. From this point of view, the thermally treating temperature is 
preferably 1650°C, more preferably 1600°C, and particularly preferably 1550°C. 

[0048] If the reaction layer is made of a uniform material, the thermally treating temperature is preferably not more 
than 1550°C. 

[0049] In a preferred embodiment, a concentration ratio of the material of said corrosion-resistive film to the consti- 
tuting material of the main body in the reaction layer increases in a direction from a side of the main body to that of the 
corrosion-resistant film. When such an inclined compositional intermediate layer is employed, it is easier to suppress 
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the movement and the dispersion of the aluminum elements around the above-mentioned reaction layer during the 
thermal treatment, so that the peeling resistance is not so lowered even at the thermally treating temperature of 1 600°C. 
[0050] The lower limit in the thickness of the above-mentioned reaction layer is not particularly provided. Even if the 
reaction layer is very thin, the peeling resistance of the corrosion-resistant film is remarkably increased as compared 
with a case with no reaction layer formed. The thickness of the reaction layer is more preferably not less than 3 urn, 
because of enhanced peeling resistance. 

[0051] There is no upper limitation for the thickness of the reaction layer, but the peeling resistance of the corrosion- 
resistant film is particularly large by setting the thickness at not more than 20 um. From this point of view, the thickness 
of the reaction layer is more preferably not more than 15 um, and most preferably not more than 10 um. 
[0052] The pores in the surface of the sprayed film can be eliminated by depositing the material for the corrosion- 
resistant film on the sprayed film by chemical vapor deposition or the electrochemical vapor deposition. 
[0053] The reason why such a high peeling resistance is obtained in the present invention is not clear. However, 
factors that enhance the peeling resistance generally include the anchoring effect between the substrate, the chemical 
reaction between the film and the substrate, the difference in thermal expansion between the substrate and the film, 
occurrence of the weak compression stress of the film following the thermal expansion or the phase change of the film 
and the substrate. It is considered that high peeling resistance can be realized in the present invention through mutual 
exhibition of these factors. 

[0054] As the halogen gas, CIF 3 , NF 3 , CF-based gases such as CF 4 , WF 6 , Cl 2 , BCI 3 , etc. may be recited. 
(Examples and Comparative Examples) 
(Experiment A) 

(Production of Sample in Example 1-1 ) 

[0055] A substrate was prepared from metallic aluminum in a flat planar shape of 40 x 40 x 0.5 mm in size. The 
center-line average surface roughness of the surface of the substrate was 1 .3 um. On this surface, a film of an inter- 
mediate layer was formed from aluminum-yttria cermet (AI:Y 2 0 3 = 1:1 mol%) in a thickness of 10 um by spraying. 
The coefficient of thermal expansion in a range of 40 to 100°C was 15.3 x lO^C. The center-line average surface 
roughness Ra of the intermediate layer was 6.1 um. The relative density of the intermediate layer was 82 %. 
[0056] A film of yttria was formed on the intermediate layer by spraying. More specifically, "VACTEX Y 2 0 3 powder 
manufactured by PLASMA-TECHNIK AG powder was used. During spraying, argon was flown at a flow rate of 40 
liters/min., and hydrogen at 12 liters/min. The spraying output was 40 kW, and the spraying distance 120 mm. The 
thickness of the yttria film was 60 um. No peeling was observed between the intermediate layer and the yttria film. 
[0057] Next, the intermediate layer and the aluminum layer were ground off from a rear face side of the yttria film. 
Then, Then, after the yttria film was thermally treated at 1500°C for 3 hours, the film was cut into a test piece of 20 x 
20 x 300 um in size. The relative density of this test piece was 97%, and the center-line average surface roughness 
Ra and Wa (the average waveness) of the test piece were 5.7 um and 3.8 um, respectively. Ra and Wa were measured 
by using "Form Talysurf Series 2 S4" manufactured by Tayler-Hobson Co., Ltd. with a scanning length of 4.8 mm. 

(Production of Sample in Comparative Example 1-1) 

[0058] A test piece of 20 x 20 x 3 mm in size was produced from sintered alumina (relative density of 99.8 %). The 
center-line average surface roughness Ra and Wa (the average waveness) were 0.3 um and 0.1 um, respectively. 

(Corrosion resistance test) 

[0059] The samples in Examples 1-1 and Comparative Example 1-1 were set inside a corrosion resistance tester, 
and tests were effected under the following condition. Each sample was held at 735°C for 2 hours in a NF 3 down-flow 
plasma. The flow rate of the NF 3 gas was 75 seem, and that of a carrier gas (nitrogen gas) 100 seem. Excitation was 
effected by ICP (13.56 Hz, output 800 W), and the gas pressure was set at 0.1 Torr. With respect to each sample, the 
weight was measured before and after the exposure test, and a weight change was calculated. 



Table 1-1 





Weight loss in corrosion resistance test 


Example 1-1 


0.1 mg/cm 2 
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Table 1-1 (continued) 





Weight loss in corrosion resistance test 


Comparative Example 1-1 


9.2 mg/cm 2 



10 



15 



20 



25 



30 



35 



40 



45 



50 
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(Experiment B) 

(Production of Sample of Example 1-2) 

[0060] A main body was prepared from porous zirconia stabilized with 15 mol% CaO. More specifically, a powder of 
zirconia stabilized with 15 mol% CaO was kneaded with water and a binder, and the kneaded mixture was extruded 
through a die having a diameter of 50 mm. The molded body was dried and fired to obtain a sintered body, which was 
cut into the rod-shaped main body of 30 mm x 200mm x 10mm. The porosity and the Young's modulus of the main 
body were 30% and 60 GPa, respectively, and the center-line average surface roughness Ra and Wa of the main body 
were Ra=1.8 u.m and Wa=1.3 u.m. 

[0061] A film of yttria was formed on the surface of the main body. More specifically, "VACTEX Y 2 0 3 powder man- 
ufactured by PLASMA-TECHNIK AG powder was used. During spraying, argon was flown at a flow rate of 40 liters/ 
min., and hydrogen at 12 liters/min. The spraying output was 40 kW, and the spraying distance 120 mm. The thickness 
of the yttria film was 50 urn. No peeling was observed between the main body and the yttria film. 
[0062] Next, the yttria layer and the main body were thermally treated at 1 500°C for 3 hours, and cut into a test piece 
of 20 x 20 x 300 urn in size. The test piece included the main body portion and the yttria film portion. The relative 
density of this yttria film was 96%, and Ra and Wa (the average waveness) of the test piece were 5.7 u,m and 3.8 am, 
respectively. Ra and Wa were 5.9 u.m and 3.8 u.m, respectively. 

(Production of Sample in Example 1-3) 

[0063] The yttria film of the sample in Example 1-2 was coarsely polished with #140 a diamond grinding stone. The 
center-line average surface roughness Ra and Wa of the coarsely polished yttria film were 1 .5 u.m and 1 .4 u,m, respec- 
tively. 

(Production of Sample in Comparative Example 1-2) 

[0064] A plane-shaped body having a size of 60 x 60 x 8 mm was prepared from yttria powder TIU-HP" manufac- 
tured by Shinetsu Kagaku Kabushiki Kaisha by mechanical pressing, and molded by isostatic hydrostatic pressing 
under pressure of 7 tons/cm 2 . The molded body was fired at 1 800°C in air, thereby obtaining a sintered body. A sample 
of 20 mm x 20 mm x 3 mm in size was cut out from the sintered body, and its one main plane was polished with a 
"240 grinding stone (the other main plane not polished). The Ra and Wa of the polished plane were 0.8 u.m and 0.7 
urn, respectively. 

(Production of Sample in Comparative Example 1-3) 

[0065] A sample of 20 mm x 20 mm x 3 mm in size was cut out from the same sintered material of yttria oxide 
(relative density of 99.8 %) as in Comparative Example 2. One main plane of the sample was ground with a #800 
grinding stone. The Ra and Wa of this main plane were 0.1 u.m and 0.2 u.m, respectively. 

(Corrosion Resistance Test) 

[0066] With respect to Examples 1-2 and 1-3 and Comparative Examples 1-2 and 1-3, the corrosion resistance test 
was effected under the same condition as mentioned above. With respect to Examples 1-2 and 1-3, the test was 
effected in the state that the calcia-stabilized zirconia portion as the substrate was ground off. As a result, no difference 
was seen among the samples. 

(Amount of particles held) 

[0067] With respect to Examples 1-2 and 1-3 and Comparative Examples 1-2 and 1-3, the degree of particles held 
on the surface was measured according to the following method. 
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(1) Each sample was dried at 100°C for 3 hours by heating, and placed and cooled to room temperature in a 
desiccator. 

(2) The weight of each sample was measured by a chemical balance (resolution 10 4 g). 

(3) Each ample was placed with its test face directed upwardly, and 2 g of alumina fine powder was placed on that 
5 test face. At that time, the fine powder was placed almost uniformly over the entire test face. 

(4) The test face of the sample was directed downwardly (turned upside down). 

(5) A tube was placed on a lower side of the sample. The inner diameter of the tube was 6.3 mm. An outlet of the 
tube was arranged at a location spaced from the test face (directed downwardly) by 20 mm. The tube was directed 
vertically to the test face. Argon gas was flown toward the center of the test face at a flow rate of 1 0 liters/min. for 

to 1 minutes. 

(6) The weight of each sample was measured again with the same balance as in the measurement before the 
attachment of the fine powder, and an absorbed amount of the powder was calculated. 

(7) This procedure was repeated 5 times for each sample, the powder-adsorbed amount was measured each time, 
and the average value was taken as the average powder-adsorbed amount and given in Table 1-2. 



Table 1-2 



Surface 


Average powder attached amount (g/ 
cm 2 ) 


Weight loss in corrosion resistance test 
(mg/cm 2 ) 


Example 1-2 


6.2 x 10E (-4) 


0.2 


Example 1-3 


7.5 x 10E (-5) 


0.1 


Comparative Example 1-2 


no weight gain detected 


0.1 


Comparative Example 1 -3 


no weight gain detected 


0.2 



[0068] In Table 1-2, abbreviations are used, and a figure after "E n denotes the number of a mulfifier. Therefore, 6.2 
x 10 E(-4) means 6.2 x 10" 4 . 

[0069] From the results, it is seen that each of the invention samples adsorbed the fine powder onto the test face 
and had the powder-holding power. 



(Experiment C) 

[0070] A main body having a size of 50 x 50 x 2 mm was first prepared from alumina with purity of 99.7%, and 
subjected to sand blasting. In the sand blasting, the sand-blowing pressure and the sand grain sizes were changed, 
and the source roughness Ra was adjusted to 0.5 to 3.1 urn (See Table 3). Plural main bodies were prepared corre- 
sponding to each of the surface roughnesses shown in Table 1-3. 

[0071] After the main body was ultrasonically cleaned with acetone, yttria was plasma sprayed onto the sand-blasted 
surface. The spraying condition was that argon and hydrogen were flown at flow rates of 40 liters/min. and 12 liters/ 
min., respectively, the spraying output was 40 kW and the spraying distance was 120 mm. The thickness of the yttria 
film was 200 urn. The spraying condition was the same for all runs. 

[0072] A part of samples belonging to each group having the same Ra was thermally treated at 1 500°C for 3 hours, 
and the remainder was left not thermally treated. Each of the thermally treated and not thermally treated samples was 
cut into a sample having a size of 10 mm x 10 mm x 2 mm, and the peeling resistance was measured. 
[0073] The peeling resistance was measured by the following method. 



1. A film-formed sample is cut in a size of 10 mm x 10 mm x 2 mm (including the thickness of the corrosion- 
resistant film). 

2. The cut sample is ultrasonically cleaned with acetone for 5 minutes. 

3. An adhesive-provided Al stud pin (manufactured by Phototechnica Co., Ltd.) is prepared. This bonding area 
has a circle shape of 5.2 mm in diameter. 

4. The pin is bonded to a film-formed side. 

5. The pin bonded to the sample is fitted to a jig, and pulled up by an "AUTOGRAPH", manufactured by Shimadzu 
Co., Ltd.,_until the film is peeled. The bonding strength is calculated from the bonding area and the load when the 
film is peeled(Peeling resistance = peeling load/bonding area of the pin). At that time, the value in case that the 
peeling occurs at the location of the adhesive is not taken as a measurement value. 
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[0074] In this Experiment C p the relative density, the center-line average surface roughness Ra and Wa (average 
waveness) of the corrosion-resistant film is 98.8 to 99.4%, 5.0 to 6.3 um and 3.2 to 4.5 urn, respectively. 



Table 1-3 



Run No. 


Coarseness of underlying layer (Ra, ^im) 


Peeling resistance (MPa) 


Heat treating temperature 
(°C) 


1-1 


0.5 


0.5 


not thermally treated 


1-2 


0.7 


0.8 


not thermally treated 


1-3 


1.2 


2.2 


not thermally treated 


1-4 


1.6 


3.5 


not thermally treated 


1-5 


2.1 


3.9 


not thermally treated | 


1-6 


2.4 


4.2 


not thermally treated 


1-7 


2.8 


4.9 


not thermally treated 


1-8 


0.5 


11 


1500 


1-9 


0.7 


14.0 


1500 


1-10 


1.2 


48.0 


1500 


1-11 


1.6 


52.0 


1500 


1-12 


2.1 


45.0 


1500 


1-13 


2.4 


29.0 


1500 


1-14 


2.8 


14 


1500 


1-15 


3.1 


10.0 


1500 



[0075] From the results, it is seen that the peeling resistance is extremely higher in Run Nos. 1-8 to 1-15 heated at 
1500°C as compared with Run Nos. 1-1 to 1-7 having undergone no thermal treatment. This is considered that the 
bonding strength in the samples having no thermal treatment is attributable to the physical bonding due to the anchoring 
effect, whereas that of the sample thermally treated at 1 500°C is attributable to the chemical bonding through a reaction 
phase between alumina and yttria. The sprayed film in the present invention may contain a glass phase. Since the 
glass phase is crystallized by the thermal treatment, it is considered that the film material itself is reinforced, which 
results in enhancement of the peeling resistance. 

[0076] With respect to the samples having undergone no thermal treatment, as the surface roughness of the main 
body increased, the peeling resistance became higher. On the other hand, it was clarified that the peeling resistance 
was highest at around Ra = 1 .6 jim. 

[0077] With respect to the samples having undergone no thermal treatment, it is considered that as the surface 
roughness increased, the anchoring effect of the corrosion-resistance film at the bonding interface between the film 
and the main body more strongly appeared. To the contrary, the reason why the peeling resistance was highest around 
Ra= around 1 .6 urn in the samples thermally treated at 1 500°C can not be explained by the anchoring effect. Probably, 
it is considered that when the surface roughness Ra increases, voids remain in recesses at the time of the film formation 
in a case of the main body having a largely uneven surface, such voids act as structural defects. With respect to the 
samples thermally treated at 1500°C, since the bonding between the corrosion-resistant film and the main body is 
based on the chemical bonding, the bonding strength must begin to lower beyond Ra = around 1 .6 u.m to the degree 
that the structurally defect portions begins to increase. Further, it is considered that if the surface roughness was lower 
than Ra = around 1 .6 urn, the area where the bonding was already insufficient before the thermal treatment increased 
to reduce the peeling strength. 

[0078] As seen from the thermally treated samples in Table 1-3, it is preferable from the standpoint of view of the 
peeling resistance that the center-line average surface roughness Ra of the underlying layer is not less than 1 .0 um, 
more preferably 1 .2 um. On the other hand, Ra is preferably not more than 2.5 um, more preferably not more than 2.0 
jim. 

[0079] When the corrosion-resistant member is to be produced, the mechanically peeling resistance is naturally 
necessary from the point of view of the durability of the film. From this point of view, the film-formed sample is preferably 
thermally treated. Further, the peeling resistance is preferably higher from the point of view of handling even after the 
spraying. The center-line average surface roughness Ra of the main body is preferably in a range of 1 .2 to 5 urn from 



9 



EP 1 158 072 A2 



the total point of view. 
(Experiment D) 

[0080] Main bodies each having a size of 50 x 50 x 2 mm were prepared from alumina with purity of 99.7 %, and 
their surfaces were subjected to sand blasting to adjust the surfaces of all the main bodies at Ra = 1 .6 ± 0. 1 u.m. After 
each main body was ultrasonically cleaned with acetone, yttria was plasma sprayed onto the sand-blasted surface as 
a corrosion-resistant film. The spraying condition was that argon and hydrogen were flown at flow rates of 40 liters/ 
min. and 12 liters/inin., respectively, the spraying output was 40 kW and the spraying distance was 120mm. The thick- 
ness of the yttria film was 200 urn. The spraying condition was the same for all the main bodies. Then, the spray film- 
formed samples were thermally treated at temperatures of 800 to 1600°C (respective thermally treating temperatures 
shown in Table 1-4). 

[0081] A test piece for the measurement of the peeling resistance (10 mm x 10 mm x 2 mm) and that for the 
measurement of the film open porosity (5 mm x 10 mm x 0.1 to 0.15 mm, cut from the film portion only) were cut out 
from each sample thermally treated at its temperature, 

[0082] Peeling resistance was measured in the same manner as in Experiment C. The open porosity was measured 
according to the Archimedean method. Next, the sample for the measurement of the peeling resistance was cut ver- 
tically to the film, the exposed section was mirror polished, an interface between the main body and the corrosion- 
resistant film was observed with the scanning type electron microscope, and the thickness of thereaction layer was 
measured. Further, crystalline phases of reaction products were determined based on the film-formed sample in the 
peeling test and observation of a peeled face of the pin with the X-ray diffraction apparatus. 

[0083] In the present Experiment D, the center-line average surface roughness Ra and Wa (average waveness) of 
the corrosion-resistant film were 4.9 to 6.6 u.m and 3.2 to 4.2 u.m, respectively 



Table 1-4 



Heat treating temperature 
(°C) 


Peeling resistance (MPa) 


Open porosity (vol %) 


Thickness of reacted layer 
(u.m) 


not thermally treated 


3.4 


5.1 


no reacted layer 


800 


4.6 


5.1 


no reacted layer 


1000 


2.1 


5 


no reacted layer 


1200 


18.0 


2.5 


no reacted layer 


1400 


42.0 


1.4 


3 


1500 


50.2 


1.1 


9 


1550 


31.5 


0.9 


15 


1600 


1.8 


0.8 


25 



[0084] From the result, the peeling resistance was highest in the sample thermally treated at 1 500°C. This is because 
when the thermally treating temperature is not less than 1400°C, alumina and yttria react to increase the bonding 
forces at the interface. However, if it is over 1 550°C, the thickness of the reaction phase increases, which in turns tend 
to disperse too much atoms to form voids at the interface and thus to inversely reduce the peeling resistance. Therefore, 
when the thickness of the reaction layer is in a range of 3 u,m to 20 u.m, the peeling resistance is highest. From this 
point of view, the thickness of the reaction layer is most preferably in a range of 3 u.m to 20 um 
[0085] The reaction phase was composed of one or a mixture of 3Y2O3-5AI2O3, 2Y 2 03-AI 2 0 3 2 and Y 2 0 3 -Al 2 0 3 . 
[0086] As the thermally treating temperature increased, the porosity of the corrosion-resistant film decreased. When 
the corrosion resistance of thecorrosion-resistant film is considered, both the peeling resistance and the denseness 
are necessary. Therefore, the thermal treatment is preferably effected at the thermally treating temperature of 1400 to 
1550°C. 

(Experiment E) 

[0087] Main bodies each having a size of 50 x 50 x 2 mm were prepared from alumina with purity of 99.7 %, and 
their surfaces were subjected to sand blasting to adjust the surfaces of all the main bodies at Ra = 1 .6 ± 0.1 u.m. After 
each main body was ultrasonically cleaned with acetone, plasma spraying was effected for an intermediate layer (totally 
5 passes), while the composition of the powder was varied as follows (1st pass : alumina 100% powder, 2nd pass : 
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alumina 80% - yttria 20% powder, 3rd pass: alumina 60% - yttria 40 % powder, 4th pass : alumina 40% - yttria 60% 
powder and 5th pass : alumina 20% - yttria 80% powder). Thereafter, yttria was plasma sprayed as a corrosion-resistant 
film. 

[0088] As to both the intermediate layer and the corrosion-resistant film, the spraying condition was that argon and 
hydrogen were flown at flow rates of 40 liters/min. and 12 liters/min., respectively, the spraying output was 40 kW and 
the spraying distance was 120 mm. The thickness of the yttria film was 200 urn. The spraying condition was the same 
for all the main bodies. 

[0089] Then, the spray film-formed samples were thermally treated at temperatures of 1 500 to 1 600°C. A test piece 
for the measurement of the peeling resistance (10 mm x 10 mm x 2 mm) and that for the measurement of the film 
open porosity (5 mm x 10 mm x 0.1 to 0.1 5 mm, cut from the film portion only) were cut out from each sample thermally 
treated at its temperature. 

[0090] Peeling resistance was measured in the same manner as in Experiment C. The open porosity was measured 
according to the Archimedean method. Next, the sample for the measurement of the peeling resistance was cut ver- 
tically to the film, the exposed section was mirror polished, an interface between the main body and the corrosion- 
resistant film was observed with the scanning type electron microscope, and analysis was effected the X-ray diffraction 
apparatus. The results revealed that the sample in this Experiment gave high peeling resistance of 35 MPa even at 
1600°C and the film porosity of 0.5 % art this time. 

[0091] In the present Experiment E, the center-line average surface roughness Ra and Wa (average waveness) of 
the corrosion-resistant film were 4.9 to 6.2 and 3.3 to 4.6 urn, respectively. 



Table 1-5 



Heat treating temperature (°C) 


Peeling resistance (MPa) 


Open porosity (vol %) 


1500 


42.0 


1 


1550 


48.0 


0.8 


1600 


35.0 


0.5 



(Experiment F) 

[0092] Main bodies each having a size of 50 x 50 x 2 mm were prepared from alumina with purity of 99.7 %, and 
their surfaces were subjected to sand blasting to adjust the surfaces of all the main bodies at Ra = 1 .6 ± 0.1 u,m. After 
each main body was ultrasonically cleaned with acetone, a rare earth oxide shown in Table 1-6 was plasma sprayed 
as a corrosion-resistant film. With respect to a part of the rare earth oxides, zirconium oxide was incorporated for 
spraying. 

[0093] As to both the intermediate layer and the corrosion-resistant film, the spraying condition was that argon and 
hydrogen were flown at flow rates of 40 liters/min. and 12 liters/min., respectively, the spraying output was 40 kW and 
the spraying distance was 120 mm. The thickness of the rare earth oxide film was 300 um. Then, the spray film-formed 
samples were thermally treated at 1600°C. 

[0094] A test piece for the evaluation of the halogen gas corrosion-resistance (10 mm x 10 mm x 0.1 to 0.15 mm, 
from the film portion only) was cut out from each sample, and subjected to the corrosion resistance test in the same 
manner as in Experiment A. 

[0095] As compared with the sample made of alumina alone, the samples formed with the corrosion-resistant films 
of the rare earth oxide(s) exhibited far higher corrosion resistance against the halogen gas. The corrosion-resistant 
films each made of the rare earth oxide added with zirconium oxide exhibited smaller porosity and more excellent 
corrosion resistance. 

[0096] in Experiment F, the center-line average surface roughness Ra and Wa (average waveness) of the corrosion- 
resistant film were 4.8 to 6.4 u.m and 3.8 to 4.5 u,m, respectively. In some of the multiple component system, there 
occurred multiple crystalline phases. As in the combination of 37.5 mo.% Y 2 0 3 and 62.5 mol% Al 2 0 3 , the multiple 
phases gave better results with higher peeling strength as compared with the single phase. 



Table 1-6 



Composition of 
corrosion-resistant 
film 


Ra of corrosion- 
resistant film (\im) 


Peeling resistance 
(MPa) 


Open porosity (vol 
%) 


Weight loss in 
corrosion-resistance 
test (mg/cm 2 ) 


Y 2 0 3 


3.2 


35 


0.6 


0.2 
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Table 1-6 (continued) 



5 


Composition of 
corrosion-r esisiani 
film 


Ra of corrosion- 
resisiani mm 


Peeling resistance 

{Mr&) 


Open porosity (vol 

0/ \ 

/o) 


Weight loss in 
corrosion-resistance 
test (mg/cm 2 ) 




10mol%La 2 O 3 -90 
mol%Y 2 0 3 


3.5 


24 


0.5 


0.3 




Ce0 2 


2.8 


23 


1.2 


0.2 


10 


Pr 2 0 3 


3.1 


32 


0.9 


0.3 




inci 2 w 3 


0.4Z 




n 0 
U.O 


0.2 




Sm 2 03 


4.3 


29 


0.9 


0.2 


15 


Gd 2 0 3 


3.8 


31 


1 


0.3 


Dy 2 0 3 


2.9 


28 


1.2 


0.2 




37.5 mo.% Y 2 0 3 ■ 
62.5 mol% Al 2 0 3 
♦1 


3.4 


22 


0.9 


0.1 


20 


37.5 mol% 
Y 2 0 3 -62.5 mol% 
Al 2 0 3 *2 


3.4 


32 


8 


0.0 


25 


(37.5 mol% Y 2 0 3 • 
150 um) + Y 2 0 3 
(intermediate laver 
150 urn) *2 


3.3 


52 


7 


0.0 


30 


90 mol%YoO^ • 1 0 

ww 1 1 Ivl / U 1 O \mS Q 1 KJ 

mol%Zr0 2 


^ 0 


Of 


n 0 


U.l 




95 mol%(10 
mol%La 2 0 3 • 90 
mol%Y 2 0 3 ) 5 
mol%Zr0 2 


2 9 


oe 
ou 


n 9 


A 

U 


35 


90 mol%Ce0 2 - 10 
mol%Zr0 2 


3.5 


30 


0.6 


0 




90 mol%Nd 2 O 3 -10 
mol%Zr0 2 


3.2 


28 


0.4 


0 


40 


90mol%Sm 2 O 3 '10 
mol%Zr0 2 


3.1 


29 


0.3 


0 




Al 2 0 3 


2.7 


38 


0.1 


9.5 



♦1: only 5A1 2 0 3 - 3Y 2 0 3 detected 



45 *2:5AI 2 0 3 - 3Y 2 0 3 , Al 2 0 3 - Y 2 0 3 and Al 2 0 3 - 2Y 2 0 3 detected 

[0097] As mentioned above, according to the present invention, the halogen gas plasma-resistant member to be 
exposed to the halogen gas plasma, which is hard to float particles due to corrosion inside the plasma vessel or fall 
and deposit on other members inside the vessel can be obtained. 
so [0098] In the following, the second aspect of the present invention will be explained in more detail. 

[0099] The reaction product in the laminate according to the second aspect of the present invention preferably com- 
prises a crystalline phase composed of a composite oxide of yttria and alumina. 

(1) Y 3 AI 5 0 12 (YAG), which contains yttria and alumina at a ratio of 3 : 5 with a garnet crystalline structure. 
55 (2) YAI0 3 (YAP), which has a perovskite-type crystalline structure. 

(3) Y 4 AI 2 0 9 (YAM), which has a monocrylic system. 
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[0100] Particularly, the intermediate layer contains a crystalline phase composed of yttrium-aluminum garnet and/or 
a crystalline structure of Y 4 AI 2 09(2Y203-AI 2 03). 

[0101] As the yttrium compound constituting the film of the yttrium compound, yttria, yttria-containing solid solutions 
(zirconia-yttria solid solution, rare earth oxide-yttria solid solution), yttria-containing composite oxide (yttrium-aluminum 
garnet, Y 4 AI 2 0 9 (2Y 2 0 3 -AI0 3 ), YAI0 3 (Y 2 0 3 -Al 2 0 3 ), yttrium trifluoride, Y-AI-(0)-F, Y 2 Zr 2 0 7 , etc. may be recited. Par- 
ticularly, the film of the yttrium compound contains at least yttria. As such a compound, yttria, the yttria-containing solid 
solution and the yttria-containing composite oxides may be included. Particularly, yttria alone or yttrium fluoride is 
preferred. 

[0102] Further, the present inventors confirmed that there is, along the interface between the intermediate layer and 
the substrate, a microstructure in which fine particles composed of the same material as that of the intermediate layer 
and voids formed among the fine particles are arranged. Each void is defined by the substrate and the fine particles 
constituting the intermediate layer. When the laminate has such a peculiar fine structure, adhesion of the yttria film to 
the substrate is further enhanced. It is considered that this portion mitigates a difference in Young's modulus between 
the substrate and the yttrium compound film. 

[0103] The lower limit for the thickness of the intermediate layer is not particularly posed. Even if the intermediate 
layer is very thin, the peeling resistance of the corrosion-resistive film is remarkably enhanced as compared with a 
case where no intermediate layer is formed. The thickness of the intermediate layer is preferably not less than 3 u.m, 
because the peeling resistance is improved. 

[0104] Further, there is no upper limitation for the intermediate layer, either. In actual, the intermediate layer having 
a thickness of 30 u.m or less is easily produced. If the intermediate layer is not more than 20 ujti, the peeling resistance 
of the yttria compound film becomes particularly large. From this point of view, the thickness of the intermediate layer 
is more preferably not more than 15u,. 

[0105] When the laminate is to be applied in uses requiring high purity of the yttrium compound, particularly to the 
semiconductor-producing apparatus, for example, it is preferable that the content of alkali metals, alkaline earth metals 
and transition metals is as smaller, more preferably the total content is preferably not more than 100 ppm, and more 
preferably not more than 30 ppm. This content is measured by quantitative analysis with an induction coupling plasma. 
[01 06] Particularly, the content of iron atoms in the film of the yttrium compound is preferably not more than 30 ppm 
(as calculated in the form of Fe atoms themselves). 

[0107] It was discovered that even if a slight amount of iron atoms enter the film of the yttrium compound, conspicuous 
fine spots are formed on the film surface. In order to prevent such fine spots, the concentration of iron atoms in the 
corrosion-resistive film needs to be not more than 20 ppm. 

[0108] In order to produce the laminate according to the second aspect of the present invention, a sprayed film is 
formed on the substrate or its precursor by spraying the yttrium compound, and this film is thermally treated. 
[0109] The substrate may be made of a dense sintered alumina, but it may be a porous sintered body. Alternatively, 
an alumina substrate may be formed by forming a paste layer or coated layer containing alumina on another substrate 
and sintering the pasted or coated layer by post thermal treatment. The shape of the substrate is not particularly limited, 
and may be planar or filmy. 

[0110] The substrate is preferably porous. Further, the center-line average surface roughness Ra of the surface of 
the substrate is preferably not less than 1 p.m, more preferably not less than 1 .2 ujti. In that case, the adhesion of the 
corrosion-resistant film to the underlying layer can be enhanced to prevent the formation of the particles due to the 
peeling of the film. 

[01 1 1] When the porous body is used as the substrate, the Young's modulus can be made smaller than a case where 
a dense body is used. Further, the adhesion of the film of the yttrium compound to the substrate can be made firmer. 
Particularly, if open pores having smaller openings and expanded inner portions are formed in the surface portion of 
the substrate, the particles are melted and enter the open pores during the spraying, is solidified therein, which fixes 
the sprayed film onto the surface. 

[0112] When a film of the yttrium is to be formed on the substrate by spraying, the compound is sprayed preferably 
under a low pressure. This pressure is preferably not more than 100 Torr. In the spraying under the low pressure, the 
pores in the sprayed film can be further decreased to further improve the corrosion resistance of the final film. 
[0113] When the sprayed film and the substrate or its precursor are thermally treated after the formation of the 
sprayed film to sinter at least the sprayed film, the pores in the sprayed film can be eliminated or reduced. The thermally 
treating temperature is preferably not less than 1 300°C to produce the intermediate layer. The upper limit for the ther- 
mally treating temperature is not more than 1800°C. The thermally treating time is preferably not less than 1 hour. 
[0114] In order to uniformly heat the substrate and the film and effect the reaction, the heating rate during the thermal 
treatment is preferably not more than 200°C/hour in a range of 1200°C or more. In order to prevent cracking of the 
substrate and the film, the cooling rate is preferably not more than 200°C/hour. The thermally treating atmosphere may 
be air. The thickness of the intermediate layer and the sizes of the crystalline particles in the yttrium compound film 
may be controlled based on the thermally treating time and the thermally treating temperature. As the thermally treating 
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time period prolongs and the temperature rises, the thickness of the intermediate layer increases, and the crystalline 
particles become greater. 

[0115] Since the coefficient of yttria is near to that of alumina, it is considered that no attention has been heretofore 
paid to effect a special thermal treatment to mitigate the difference in thermal expansion between them. 
[0116] The present inventors further discovered that when the temperature for thermally treating the sprayed film is 
set at not less than 1 400°C, the peeling resistance of the corrosion-resistant film remarkably increases. It is considered 
that when the thermally treating temperature reaches 1400°C, a reaction layer is likely to be formed between the 
material of the main body and that of the corrosion-resistant film to consequently enhance the peeling resistance of 
the corrosion-resistant film. 

[0117] On the other hand, if the temperature for thermally treating the sprayed film approaches 1800°C, aluminum 

elements near the reacted layer once formed move and diffuse, which sometimes inversely lower the peeling resistance 

of the corrosion-resistant film. From this point of view, the thermally treating temperature is preferably not more than 

1650°C, more preferably not more than 1600°C, and particularly preferably not more than 1550°C. 

[0118] The peeling resistance of the yttrium compound film to the substrate is preferably not less than 1 5 MPa when 

measured according to a method mentioned later with the diameter of a bonded face being 5.2 mm. 

[0119] For example, it was clarified that in the laminate thermally treated as above, for example, 15 MPa or more, 

for example 35 MPa or more can be realized for the peeling resistance of the yttrium compound film to the substrate. 

Particularly, when thermally treated at 1500 to 1600°C, high peeling resistance of not less than 20 MPa, further not 

less than 35 MPa was obtained. 

[0120] On the other hand, a laminate according to the present invention can be produced by obtaining a laminate 
molded body through successively laminating a layer of alumina powder, a layer of mixed powder composed of yttrium 
compound powder (e.g., yttria powder) and alumina powder, and a layer of a yttrium compound powder (e.g., yttria 
powder), and co-sintering the laminate molded body at 1500 to 1600°C. 

[01 21] Objects in which the corrosion-resistive members need to exhibit corrosion resistance include semiconductor- 
producing apparatuses such as hot CVD apparatuses. In such a semiconductor-producing apparatus, a semiconductor- 
cleaning gas composed of a halogen-based corrosive gas. The corrosion -resistive members may be applied to the 
semiconductor-producing apparatuses which exhibit corrosion resistance against not only the halogen gas plasma but 
also a mixed plasma atmosphere of the halogen gas and oxygen gas. 
[0122] As the halogen gas, CIF 3 , NF 3 , CF 4 , WF 6 , Cl 2 , BCI 3 , etc. may be recited. 

[0123] The center-line average surface roughness Ra and the waveness Wa of the film of the yttrium compound are 
preferably set at not less than 3 u/n and not less than 1 urn, respectively. This makes difficult the particles formed 
through the corrosion of the members in the semiconductor-producing apparatus and working of the wafers therein to 
be floated in the space inside a vessel or fall or deposit upon other members in the vessel. 

[0124] This is considered that the yttrium compound film makes it difficult for the particles to be formed and the Ra 
of the yttrium compound increases (unevenness remains at the surface), and consequently a small amount of particles 
formed by corrosion and working of wafer are retained at the surface of the yttrium compound film to prevent the 
particles from being floating in the space and falling and deposition upon other members. 

[0125] The large Ra (roughness) of the surface of the corrosive-resistive film means that uneven portions remain at 
the surface of the film. When the surface is microscopically viewed, there are recesses and their adjacent projections. 
The projections are made of particles that project from adjacent recesses. Therefore, it was considered that when the 
Ra of the surface of the corrosion-resistant film is increased, the halogen gas plasma enters the recesses at the surface, 
grain boundaries are corroded from root portions of the projections (particles), and thus the formation of the particles 
is promoted. However, the larger Ra less contributes to increase in such particles, but on the contrary prevents the 
floating in the space inside the container and falling of the particles. 

[0126] Since too large Ra promotes the corrosion of the surface of the corrosive-resistive film and thus increases 
the particles, Ra is preferably not more than 20 um from this point of view, more preferably not more than 8 urn The 
waveness Wa of the film is preferably not more than 3 urn. 

(Examples and Comparative Examples) 

(Comparative Examples 2-1 ) 

(Producing method) 

[0127] A substrate of alumina having a purity of 99.6 wt% and an open porosity of not more than 0.1 % was ultra- 
sonically cleaned with acetone, and yttria having a purity of 99.9 wt% was sprayed thereon. The spraying condition 
was that argon and hydrogen were flown at flow rates of 40 liters/min. and 12 liters/min t respectively, the spraying 
output was 40 kW, and the spraying distance 120 mm. The thickness of the yttria film was 60 urn. No peeling was 
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observed between the intermediate layer and the yttria film. The spraying condition was the same for the following 
Examples and Comparative Examples. 

[0128] The thickness of the sprayed film was 48 ^m. The thickness of the sprayed film was determined by measuring 
the thickness of a sample with a micrometer before and after the spraying, effecting such measurements at another 
four points and calculating the average measurement value in the difference in the thickness of the sample between 
before and after the measurement among the totally five points. A difference between the maximum and the minimum 
among the measurement values of the film thickness was 9 urn. None of the sprayed substrates were thermally treated 
at all. 

(Evaluation results) 

[0129] The state of the films was observed with the scanning type electron microscope, an energy dispersion type 
X-ray spectroscope and the X-ray diffraction apparatus. 

(Surface) 

[0130] The crystalline phase of the yttria film was analyzed with the X-ray diffraction apparatus. X-rays were irradiated 
upon the film from the upper side. The crystalline phases of yttria included a cubic system and a monoclinic system. 
Cracks being 5 to 10 u,m long and around 0.1 to 0.5 um wide were observed at the surface of the sprayed film. Three 
to five of such cracks appeared per 100 u.m 2 (See Fig. 2). 

(Sectional surface) 

[0131] A layered structure is seen in a film of yttria (Fig. 3). Since the yttria layer has the layered structure, it was 
anticipated that the structure was likely to peel. About 1 to 5 jim pores were observed. However, no through hole from 
the surface of the film to the alumina substrate was present. 

(Surface roughness) 

[0132] The center-line average surface roughness Ra of the surface of the film was 3.5 um 
(Waveness) 

[0133] Wa (average waveness) was 2.5 Ra and Wa were measured by using "Form Talysurf 2 S4" manufactured 
by Tayler-Hobson Co., Ltd. with a scanning length of 4. 8 mm. 

(Peeling test) 

[0134] A tape "Nice tack" manufactured by Nichiban Co., Ltd. was bonded to the film, and a peeling test was effected. 
As a result, the film was peeled over the entire surface, and bonded to the tape. 

(Peeling resistance) 

[0135] 

1 . A film-formed sample is cut in a size of10mmx10mmx2mm (including the thickness of the yttrium compound 
film). 

2. The cut sample is ultrasonically cleaned with acetone for 5 minutes. 

3. An epoxy based adhesive-attached Al stud pin (manufactured by Phototechnica Co., Ltd.) is prepared. This 
bonding area has a circle shape of 5.2 mm in diameter. 

4. The stud pin is contacted with the yttrium compound film, and they are fixedly bonded to each other by heating 
at 150°C fori hour. 

5. The stud pin and the laminate are fixed to upper and lower chuck portions of a tensile test device, respectively. 
The stud pin is pulled away from the laminate at a speed of 0.5 mm by an "AUTOGRAPH", manufactured by 
Shimadzu Co., Ltd., until the film is peeled. The bonding strength is calculated from the bonding area and the load 
when the film is peeled (Peeling resistance = peeling load/bonding area of the pin). At that time, the value in case 
that the peeling occurs at the location of the adhesive is not taken as a measurement value. 
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(Grinding) 

[0136] When the surface of the film was coarsely ground with a #140 diamond grinding stone, the film was peeled. 

5 (Corrosion resistance test) 

[0137] The instant sample was held at 735°C for 2 hours in a CIF 3 down-flow plasma. The flow rate of the CIF 3 gas 
was 75 seem, and that of a carrier gas (nitrogen gas) 100 seem. Excitation was effected with an induction coupling 
plasma (13.56 Hz, output 800 W), and the gas pressure was set at 0.1 Torr. Then, observation of a sectional surface 
10 with the scanning type electron microscope revealed that the film peeled from the substrate. 

(Heat cycling test) 

[0138] Ten heating/cooling cycles were effected. In one cycle, the sample was heated up to 800°C at 800°C/min., 
*5 heated at 800°C for one hour, and rapidly cooled to room temperature at 400°C/min., and then heated again to 800°C 
for one hour. After the above cycles, the weight change of the sample was 0.2 mg/cm 2 . Then, the above peeling test 
was effected, which revealed that the film was peeled over the entire surface. 

(Example 2-1) 

20 

(Producing method) 

[01 39] Yttrta having a purity of 99.9 wt% was sprayed on a substrate of alumina having a purity of 99.6 wt% and an 
open porosity of not more than 0.1 %. The thickness of the sprayed film was 46 u.m. A difference between the maximum 
25 and the minimum among the measurement values of the film thickness was 15 fim. The heating rate was 200°C/hour 
in a range of not less than 1200°C. The cooling rate was 150°C/hour. 

(Surface) 

30 [0140] The film had a structure in which yttria particles being 1 to 3 urn were sintered (Fig. 4). The crystalline phase 
of the yttria film was analyzed with the X-ray diffraction apparatus. The X rays were irradiated from the upper side of 
the film. Y 2 0 3 of yttria having a cubic system was detected. A half-width value (FWHM) of a peak of the surface of the 
thermally treated film was smaller as compared with that of the product not thermally treated (Comparative Example 
2-1). This shows that the thermal treatment at 1600°C enhanced the crystallinity of yttria constituting the film. Table 1 

35 shows the half-width values of main diffraction peaks of cubic yttria of instant Example 2-1 and the sample not thermally 
treated (Comparative Example 2-1). 



Table 2-1 





Location of peak (26) 




29.1 


33.7 


48.5 


57.6 


Half-width value (Example 2-1) 


0.14 


0.14 


0.12 


0.12 


Half-width value (Comparative Example 2-1 ) 


0.16 


0.24 


0.31 


0.19 



45 

(Sectional face) 

[0141] No peeling of the film was observed. Pores of about 1 to 5 ^m were observed. However, no through-holes 
from the surface of the film to the alumina substrate appeared (Fig. 5). The layered structure observed inside the yttria 
50 film before the heat treatment disappeared. 

(Interface between the yttria film and the alumina substrate) 

[0142] A reaction layer of about 10 ujti was produced at the boundary between the yttria film and the alumina sub- 
55 strate. It was confirmed by the analysis with the energy dispersed type X-ray diffraction spectroscope that the reaction 
layer was produced through the reaction between the alumina and the yttria. Further, the X-ray diffraction results re- 
vealed that the crystalline phase of the reaction layer comprised of Y3AI 5 0 12 (YAG) and Y 4 AI 2 0 9 . Considering the 
denseness of the alumina substrate (open porosity, 0%) and the porosity of the yttria film, it was presumed that the 
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alumina (Al 2 0 3 ) was diffused into the yttria film (YAM). There are fine particles of 1 - 2 and voids at the boundary 
between the reaction layer and the alumina substrate. Such voids are surrounded or defined by the fine particles 
constituting the reaction layer and the alumina substrate. Since the alumina substrate and the reaction layer contact 
with react other through the reaction fine particles, it might be anticipated that the adhesion between them was dete- 
5 riorated. However, it is anticipated that the particles mitigate a difference in the Young's modulus between the reaction 
layer and the alumina substrate to make it difficult to peel the film from the substrate. 

[0143] Fig. 1 shows the structure of a sectional face of the film which is in conformity with the observation results 
with the scanning type electron microscope, the energy dispersion type X-ray spectrometer, and the X-ray diffraction 
apparatus. There is a reaction layer of about 10 u.m between alumina and yttria on the alumina substrate, while the 
10 yttria layer exists on the reaction layer. 

(Surface roughness) 

[0144] The center-line average surface roughness Ra of the surface of the film was 4.3 urn. 

15 

(Waveness) 

[0145] "Wa (average waveness) was 2.5 urn. Ra and Wa were measured by using "Form Talysurf 2 S4" manufactured 
by Tayler-Hobson Co., Ltd. with a scanning length of 4.8 mm") 

20 

(Peeling Test) 

[0146] A tape "Nice tack" manufactured by Nichiban Co., Ltd. was bonded to the film, and a peeling test was effected. 
As a result, the film was peeled over the entire surface, and bonded to the tape. 

(Grounding) 

[0147] The surface of the film was coarsely ground with a #140 diamond grinding stone. The film was not peeled at 
the interface. Further, although the film was ground with a #1000 grinding stone, the film was not peeled at the interface 
30 (No peeling of the film was confirmed by the peeling test. 

(Corrosion resistance test) 

[0148] The test was effected in a CIF 3 down-flow plasma in the same manner as in Comparative Example 2-1. 
35 Although the weight of the sample was measured with the chemical balance after the test, the weight change was not 
more 0.2 mg/cm 2 . Further, observation of a sectional face with the scanning type electron microscope revealed no 
peeling of the film. No peeling was observed in the above peeling test. 

(Heat cycling test) 

40 

[0149] Heat cycling was effected as in Comparative Example 2-1 . The weight change after this was not more than 
0.2 mg/cm 2 . No peeling was observed in the above peeling test. 

[0150] The coefficients of thermal expansion (ppm/k) of alumina, YAG and yttria are 8.5, 8.4 and 8.1, respectively. 
The coefficient of the sample prepared in this Example gradually inclinedly changed. It was considered that this con- 
45 tributed to no peeling of the film. 

(Examples 2-2 to Example 2-10) 

[0151] Each sample having a sprayed film thickness of about 50 to 100 u.m was thermally treated at 1600°C for 3 
50 hours, and results are shown in Tables 2-2 to 2-5. The Ra of the surface of each substrate was changed as shown in 
the Tables by sand blasting the surface of the substrate before the spraying. 



55 
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Film properties 


Microstructure observed 


Thickness 
of reacted 

layer 

(Um) 
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00 


CS 




CS 




Sectional 
structure 


5 °? 
up o 

I Oh 


l g 
ft 


lg 
T& 


*o o 




1-5 Mm 
pores 


Surface structure 


1-3 Jim sintered 
particles, not cracked 


1-3 pm sintered 
particles, not cracked 


1-3 Mm sintered 
particles, not cracked 


1-3 Mm sintered 
particles, not cracked 


1-3 Mm sintered 
particles, not cracked 


1-3 MJn sintered 
particles, not cracked 


Peeling 
resistance 
(MPa) 


o 
m 


Ti- 
en 


cn 

CS 


rf 
CS 


CS 


CS 


^3 


<N 
CS 


CS 


CS 


CO 
CS 


vo 

CS 


o 

CS 


C3 P 

*3 


CO 


00 


On 


CS 


On 


»— 1 


Peeling 
test 


not peeled 


not peeled 


not peeled 


not peeled 


not peeled 


not peeled 


Thermal 
treatment ! 
condition 


1600°C 
3 hours 


1600°C 
3 hours 




si 


1600°C 
5 hours 


1600°C 
5 hours 


Film 
thickness 
before 


thermal 
treatment 
(Mm) 




00 
00 


to 


CS 

On ! 




On 


Ra of 
substrate 
surface 




OS 


vq 




On 




Density 
alumina 


3.96 


3.96 


3.96 


3.96 


3.96 


3.96 




Example 
2-1 


Example 

2-2 


Example 
2-3 


Example 
2-4 


Example 
2-5 


Example 

2-6T 
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Table 2-3 





Crystalline phase of film 


Corrosion resistance test 


Heat cycling test 


ourrace ot 
Y 2 0 3 film 


Reacted layer 


Appearance 


Peeling test 


Appearance 


Peeling test 


Example 2-1 


Cubic-Y 2 0 3 


YAG YAM 


no change 


film not peeled 


no change 


film not peeled 


Example 2-2 


Cubic-Y 2 0 3 


YAG YAM 


no change 


film not peeled 


no change 


film not peeled 


Example 2-3 


Cubic-Y 2 0 3 


YAG YAM 


no change 


film not peeled 


no change 


film not peeled 


Example 2-4 


Cubic-Y 2 0 3 


YAG YAM 


no change 


film not peeled 


no change 


film not peeled 


Example 2-5 


Cubic-Y 2 0 3 


YAG YAM 


no change 


film not peeled 


no change 


film not peeled 


Example 2-6 


Cubic-Y 2 0 3 


YAG YAM 


no change 


film not peeled 


no change 


film not peeled 



20 



25 



30 



35 



40 



45 



50 
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Film properties 
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Surface structure 
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CN 
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CN 


0 
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VO 


VO 
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Peeling 
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not 
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peeled 
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peeled 


entire 
surface 
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treatment 
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1600°C 
7.5 hours 


vOio 


1600°C 
7.5 hours 


OS 

b8 
ox 

£0 




Film 
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thermal 
treatment 
(Mm) 


$ 


8 


On 


on 

ON 


00 


Ra of 
substrate 
surface 
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3.96 
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2-9 
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2-10 


Comparative 
Example 2-1 
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Table 2-5 





Crystalline phase of film 


Corrosion resistance test 


Heat cycling test 


Surface of 
Y 2 0 3 film 


Reacted layer 


Appearance 


Peeling test 


Appearance 


Peeling test 


example £.-1 


Cubic-Y 2 0 3 


YAG, YAM 


no change 


film not 
peeled 


no change 


film not 
peeled 


Example 2-8 


Cubic-Y 2 0 3 


YAG, YAM 


no change 


film not 
peeled 


no change 


film not 
peeled 


Example 2-9 


Cubic-Y 2 0 3 


YAG, YAM 


no change 


film not 
peeled 


no change 


film not 
peeled 


Example 2-10 


Cubic-Y 2 0 3 


YAG, YAM 


no change 


film not 
peeled 


no change 


film not 
peeled 


Comparative 
Example 2-1 


Cubic-Y 2 0 3 
Mono clinic- 
Y 2 0 




80% film 
peeled 


100% film 
peeled 


no change 


100% film 
peeled 



[0152] In Examples 2-2, thermal treatment was effected at 1 600°C for 3 hours (same as in Example 2-1 ). However, 
the thickness of the sprayed film was as great as 88 urn. Results in Examples 2-2 were the as those in Example 2-1. 
In Example 2-3, the sprayed film was thermally treated at 1700°C for 3 hours. Although the results were almost the 
same as those in Example 2-1 , the reaction layer was slightly thicker. In Example 2-4, a slightly thicker sprayed film 
was thermally treated under the same condition as in Example 2-3, results were similar to those in Examples 2-3. In 
Examples 2-5 and 2-6, the thermally treating temperature of the sprayed film was 1600°C, and the treating time was 
prolonged to as much as 5 hours. Consequently, almost same results as in Examples 2-1 and 2-2 were obtained, but 
the thickness of the reaction layer was slightly thicker. 

[0153] In Examples 2-7, 2-8, 2-9 and 2-10, the treating time was further prolonged as compared with Examples 2-5 
and 2-6. Consequently, there was a tendency that as the treating time increased, the intermediate layer became thicker. 
[0154] With respect to Example 2-3 (thermally treated at 1700°C for 3 hours), Fig. 6 shows a scanning type electron 
microscope photograph of a surface of the sample, and Fig. 7 shows that of a sectional face around the interface 
between the yttria film and the alumina substrate. The interior of the yttria film took a structure in which yttria particles 
of 2 to 5 am were sintered. As compared with the sample thermally treated at 1600°C, the grain growth advanced. The 
microstructures of the film, the intermediate layer and the substrate were the same as those in Example 2-1 . 

(Examples 2-11 to 2-12) 

(Producing method) 

[0155] Commercially available alumina was molded and fired to prepare an alumina substrate (In Example 2-11, 
density : 3.56 g/cm 3 , porosity : about 10%; in Example 2-12, density : 3.76 g/cm 3 porosity : about 5%; in Examples 
2-1 to 2-10, Comparative Example, density : 3.96 g/cm 3 ). Yttria having a purity of 99.9 wt% was sprayed on each of 
the substrates. The alumina substrate has a size of 10 x 10 x 2 mm. The thickness of the sprayed film was 91 p.m. 
The thickness of the sprayed film was determined by measuring the thickness of the sample with the micrometer before 
and after the spraying, effecting such measurements at another four points and calculating the average measurement 
value in the difference in the thickness of the sample between before and after the measurement among the totally 
five points. A difference between the maximum and the minimum among the measurement values of the film thickness 
was 1 9 iirn. A difference between the maximum and the minimum among the measurement values of the film thickness 
was 19 jim. The heating rate was 200°C/hour in a range of not less than 1200°C. The cooling rate was 150°C/hour. 
[0156] The thus obtained samples were subjected to the same tests as in Examples 2-1 to 2-10, results are shown 
in Tables 2-6 and 2-7. The following are seen from the results in Tables 2-6 and 2-7. When heated at 1600°C, the 
density of the alumina substrate was not less than 3.9 g/cm 3 . Even when the alumina substrate was shrunk by the 
thermal treatment, no peeling was seen for the yttria film. Although Examples 2-11 to 2-12 were subjected to the peeling 
test in the same manner as in Examples 2-1 to 2-1 0, no peeling was seen. It was anticipated that the structure composed 
of fine particles of YAG and YAM and voids in the reaction layer mitigated shrinkage strain though the thermal treatment 
of the alumina substrate and the yttria film to give the film having enhanced adhesion. 
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ilm properties 
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Surface structure 


1-3 ^im sintered fine 
particles, not cracked 


1-3 \im sintered fine 
particles, not cracked 
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Peeling 
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treatment 
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1600°C 
3 hours 


1600°C 
3 hours 
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2-12 
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Table 2-7 





Crystalline phase of film 


Corrosion resistance test 


Heat cycling test 


Surface of 
Y 2 0 3 film 


Reacted layer 


Appearance 


Peeling test 


Appearance 


Peeling test 


Example 2-11 


Cubic-Y 2 0 3 


YAG YAM 


no change 


film not 
peeled 


no change 


film not peeled 


Example 2-12 


Cubic-Y 2 0 3 


YAG YAM 


no change 


film not 
peeled 


no change 


film not peeled 



(Examples 2-13 to 2-16) 



15 [0157] Each sample was prepared by spraying under the same condition as in Example 2-1, and subjected to the 
following thermal treatment, thereby obtaining Examples 2-13 to 2-16. Their physical properties were evaluated in the 
same manner as in Example 2-1. The density of alumina and the thickness of the sprayed film not thermally treated 
were the same as those in Example 2-1 . 



Table 2-8 





Heat treatment 
condition (°C x 
hr) 


Film properties 


Peeling test 


Peeling 
resistance 
(MPa) 


Ra (jim) 


Wa (u.m) 


Thickness of 
reacted layer 


Example 2-13 


1400 X 3 


film not peeled 


41 


4.8 


2.6 


2 


Example 2-14 


1450 X 3 


film not peeled 


45 


4.2 


2.1 


3 


Example 2-15 


1500 x 3 


film not peeled 


50 


4.9 


2.5 


5 


Example 2-16 


1550 x 3 


film not peeled 


41 


4.4 


2.3 


7 



[0158] In each of Examples 2-13 and 2-16, the thermally treated film was free from peeling in the peeling test. The 
surface of the film was constituted by sintered particles of 1 to 3 urn, and free from cracks. There were 1 - 5 fim voids 
in a sectional face of the film. The surface and the sectional structure were the same as in Example 2-1. 
[0159] The surface roughness (Ra) and waveness (Wa) of the film, the thickness of the reaction layer and the peeling 
resistance are shown in Table 8. When the thermally treating temperature was 1400 to 1500°C and the holding time 
was 3 hours, high peeling resistance of not less than 40 MPa was obtained. 

(Quantitive analysis of impuremetal elements in the yttrium compound film) 



[01 60] Amounts of impure metal elements in the film in Example 2-1 were quantitively determined by a glow discharge 
mass spectrometer (GDMS). Quantitatively determined amounts are shown in Table 2-9. 

Table 2-9 



50 



Element 


Content (ppm) 


Element 


Content (ppm) 


Li 


<0.1 


Mn 


0.5 


Na 


4 


Fe 


10 


Mg 


1 


Co 


1 


Al 


18 


Ni 


6 


Si 


10 


Cu 


3 


K 


0.7 


Zn 


3 
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Table 2-9 (continued) 



Element 


Content (ppm) 


Element 


Content (ppm) 


Ca 


2.1 


Mo 


<0.1 


Sc 


<0.1 


W 


<1 


Ti 


0.3 


Rare earth metal (excluding Y) 


<2 


V 


<0.1 






Cr 


1 







[01 61] Each of the total content of the alkali metal elements and that of the alkaline earth metal elements is not more 
than 10 ppm. The total content of the transition metal elements excluding yttrium is not more than 50 ppm. 

(Production of laminate by co-sintering) 

[0162] Yttria powder was charged into a mold having a cylinder inner diameter of 60 mm, and molded under a load 
of 20 MPa. While the yttria molded body was left in the mold, a mixed powder composed of yttria powder and alumina 
powder (molar ratio 3 : 5) was charged, the resultant was molded and laminated. Further, alumina powder was charged, 
molded and laminated. The average particle diameter of the yttria powder used was 2 urn, and that of the alumina 
powder was 0.6 um The thickness of the yttria layer was 1 mm, that of the mixed powder layer was 0.8 mm, and that 
of the alumina layer was 5 mm. The thus obtained molded body was subjected to hydrostatic press (HIP) under pressure 
of 2000 MPa, and fired at 1 700°C for 3 hours, thereby obtaining a sintered body. 

[0163] The thus obtained sintered body was subjected to microstructure observation, identification of crystalline 
phase, peeling test and measurement of peeling resistance. The observation of the surface and a sectional face re- 
vealed through-cracks from the yttria layer to the alumina substrate layer. The observation of the microstructure in the 
sectional face and identification of the crystalline phase with the X-ray diffraction apparatus revealed the production 
of a YAG (Y 3 AI 5 0 12 ) phase between the yttria layer and the alumina layer. No peeling was seen in the peeling test. 
The peeling resistance was 40 MPa. 

[0164] As having been described herebefore, the present invention can provide the laminate which comprises the 
alumina substrate and the yttrium compound film formed on the substrate and in which the film is hard to be peeled 
from the substrate, particularly even if the laminate contacts the corrosive material. 



Claims 

1. A halogen gas plasma-resistant member to be exposed to a halogen gas plasma, comprising a main body of said 
member, and a corrosion-resistant film formed at least a surface of said main body wherein a peeling resistance 
of the corrosive film to said main body is not less than 15 MPa. 

2. The member set forth in claim 1 , wherein a relative density of the corrosion-resistive film is not less than 90%. 

3. The member set forth in claim 1, wherein a center-line average surface roughness Ra of the corrosion-resistant 
film is not more than 1 .5 u.m. 

4. The member set forth in claim 1 , wherein a center-line average surface roughness Ra of the corrosion-resistant 
film is not less than 1 .2 ujti 

5. A halogen gas plasma-resistant member to be exposed to a halogen gas plasma, comprising a main body of the 
member, and a corrosion-resistant film formed at least a surface of said main body, wherein a center-line average 
surface roughness Ra of the corrosion-resistant film is not less than 1 .2 u.m. 

6. The member set forth in claim 5, wherein a relative density of the corrosion-resistive film is not less than 90%. 

7. The member set forth in any one of claims 1 to 6, wherein a waveness Wa of said corrosion-resistant film is not 
less than 1.2 urn. 
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8. The member set forth in any one of claims 1 to 7, wherein an underlying face of corrosion-resistant film is porous. 

9. The member set forth in any one of claims 1 to 8, wherein a center-line average surface roughness Ra of the 
underlying face of the corrosion-resistant film is not less than 1 .2 u.m. 

10. The member set forth in claim 9, wherein the center-line average surface roughness Ra of the underlying face of 
the corrosion-resistant film is not more than 2 urn 

11. The member set forth in any one of claims 1 to 10, wherein an open porosity of said corrosion-resistant film is not 
more than 1.5 vol%. 

12. The member set forth in any one of claims 1 to 11, wherein the corrosion-resistive film is free from cracks having 
lengths of not less than 3 urn and/or widths of not less than 0.1 um 

13. The member set forth in any one of claims 1 to 11, which further comprises an intermediate layer between said 
main body of the member and said corrosion-resistive film, said intermediate layer having a coefficient of thermal 
expansion between those of said member main body and said corrosion-resistive film, respectively. 

14. The member set forth in any one of claims 1 to 13, which further comprises an intermediate layer between said 
member main body and said corrosion-resistive film, said intermediate layer comprising a mixture, a solid solution 
or a reaction product of material of the corrosion-resistive film and a constituting material of the main body. 

15. The member set forth in claim 1 3 or 14, wherein the thickness of said intermediate layer is not more than 20 u.m. 

16. The member set forth in claim 14 or 15, wherein a concentration ratio of the material of said corrosion-resistive 
film to the constituting material of the main body In the intermediate layer increases in a direction from a side of 
the main body to that of the corrosion-resistant film. 

17. The member set forth in any one of claims 1 to 1 6, wherein the material of the corrosion-resistant film comprises 
a yttrium compound. 

18. The member set forth in claim 17, wherein a concentration of iron atoms contained in the corrosion-resistive film 
is not more than 30 ppm. 

19. The member set forth in claim 1 7 or 1 8, wherein the constituting material of the main body is alumina. 

20. The member set forth in any one of claims 1 to 19, wherein the material of the corrosion-resistant film comprises 
a compound of a rare earth element. 

21 . The member set forth in any one of claims 1 to 20, wherein the material of the corrosion-resistant film comprises 
a zirconium compound. 

22. A method for producing the halogen gas plasma-resistant member set forth in any one of claims 1 to 21, which 
comprises the steps of preparing the main body of the member, and forming the corrosion-resistant film on at least 
the surface of the main body by forming a spray film through melting and spraying the material of the corrosion- 
resistant film. 

23. The method set forth in claim 22, wherein the material of the corrosion-resistant film is sprayed in a low-pressure 
state. 

24. The method set forth in claim 22 or 23, wherein said spray film is thermally treated. 

25. The method set forth in any one of claims 22 to 24, wherein the material of the corrosion-resistant film comprises 
a yttrium compound. 

26. The method set forth in any one of claims 22 to 25, wherein the thermally treatment is effected at a temperature 
of 1400to1600°C. 
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27. The method set forth in any one of claims 22 to 26, wherein pores in a surface portion of the sprayed film are 
reduced by depositing the material of the corrosion-resistant film on the sprayed film according to a chemical gas 
phase growth or an electrochemical gas phase growth. 

28. A method for producing the halogen gas plasma-resistant member set forth in any one of claims 1 to 21, which 
comprises the steps of preparing the main body of the member, and forming the corrosion-resistant film on at least 
the surface of the main body according to a chemical gas phase growth or an electrochemical gas phase growth. 

29. A laminate comprising a substrate made of alumina, and a film of a yttrium compound formed on said substrate, 
wherein a reaction product between alumina and yttrium compound exists along an interface between the substrate 
and the yttrium compound film. 

30. A laminate comprising a substrate made of alumina, a film of a yttrium compound formed on said substrate, and 
an intermediate layer along an interface between the substrate and the yttrium compound film, said intermediate 
layer being made of a reaction product between said alumina and said yttrium compound. 

31. The laminate set forth in claim 29 or 30, wherein said yttrium compound comprises yttria. 

32. The laminate set forth in any one of claims 29 to 31, wherein said yttrium compound comprises yttrium fluoride. 

33. The laminate set forth in any one of claims 30 to 32, wherein said reaction product comprises a crystalline phase 
composed of a composite oxide of yttria and alumina. 

34. The laminate set forth in claim 33, wherein said reaction product comprises a crystalline phase composed of 
Y 3 AI 5 0 12 . 

35. The laminate set forth in claim 33, wherein said reaction product comprises a crystalline phase composed of 
Y 4 AI 2 O g . 

36. A laminate comprising a substrate made of alumina, a film of a yttrium compound formed on said substrate, and 
an intermediate layer along an interface between the substrate and the yttrium compound film, said intermediate 
layer being made of a crystalline phase of a composite oxide between alumina and yttria. 

37. The laminate set forth in claim 36, wherein said yttrium compound comprises yttria. 

38. The laminate set forth in any one of claims 36 or 37, wherein said yttrium compound comprises yttrium fluoride. 

39. The laminate set forth in any one of claim 36 to 38, wherein said reaction product comprises a crystalline phase 
composed of Y 3 AI 5 0 12 . 

40. The laminate set forth in any one of claims 36 to 39, wherein said reaction product comprises a crystalline phase 
composed of Y 4 AI 2 0 9 . 

41. The laminate set forth in any one of claims 36 to 40, which further comprises a microstructure along an interface 
between the intermediate layer and the substrate, said microstructure comprising fine particles made of a material 
identical with that of the intermediate layer and voids existing among the fine particles. 

42. The laminate set forth in any one of claims 29 to 41 , wherein a center-line average surface roughness Ra and a 
waveness Wa of a surface of the yttrium compound film is 3 to 6 urn and 1 to 3 jim, respectively. 

43. The laminate set forth in any one of claims 29 to 42, wherein a peeling resistance of the yttrium compound film to 
the substrate is not less than 15 MPa when measured in a Sebastans test with a diameter of a bonded surface 
being 5.2 mm. 

44. A corrosion-resistant member comprising the laminate set forth in any one of claims 29 to 43. 

45. A halogen gas plasma-resistant member to be exposed to a halogen gas plasma, comprising the laminate set 
forth in any one of claims 29 to 43 as a substrate. 
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FIG. 2 




Surface of 99,9% Y 2 0 3 sprayed product (X5000) 

FIG. 3 




Section of 99.9% Y2O3 sprayed product (X1000) 
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FIG. 4 




Surface of 1600Vx3h Co-sintered product (X5000) 



FIG. 5 




Surface of 1600 V Cos in tered product (X1000) 
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FIG. 6 




Surface of 1700X)X3h Co-sintered product (X5000) 



FIG. 7 




Surface of 1700V Co-sintered product (X1000) 
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